General considerations:
All syntheses were carried out using chemicals as purchased from commercial sources unless otherwise stated. All manipulations and reactions were performed under inert atmosphere. Glassware was dried in vacuo before use with a hot air gun. All solvents were dried and deoxygenated by using a solvent purification system (SPS). NMR spectra were recorded in 400 MHz or 500 MHz Ultrashield spectrometers in CD 2 Cl 2 or Optima 4300DV), with a mass spectrometer (ICP-MS, Agilent 7500 ce), and with an atomic emission spectrometer (ICP-AES). Mass spectra for the ammonium BArF salts were recorded using ESI ionization method in positive mode (MS-ESI, MaXis Impact spectrometer, Bruker Daltonics). IR spectra were recorded using Attenuated Total Reflection (ATR) technique unless otherwise cited.
NaBArF was purchased from Alfa Aesar (content stated by the supplier for the batches used = 97% ) and dried in vacuo (120 ºC) prior to its use. Crystal structure solution was achieved using direct methods as implemented in SHELXTL 13 and visualised using the program SHELXIe. 14 Missing atoms were subsequently located using difference Fourier synthesis and added to the atom list.
Least-squares refinement on F 2 using all measured intensities was carried out using the program SHELXL 2015. 15 All non-hydrogen atoms were refined including anisotropic displacement parameters. as a racemic twin (ratio 47:53). Refinement in the space group P-1 was also attempted leading to a much higher R1 value than in P1.
General structural comments:
Details of the crystal parameters, data collection and refinement are summarised in Table S1, Table S2 and Table S3 , respectively. 
